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[57] ABSTRACT 
Aqueous nitric solutions of salts of at least one rare 
earth, and containing contaminating amounts of at least 
one alkaline earth cation, e.g., calcium, barium and/or 
radium, are conveniently puri?ed by liquid/liquid ex 
tracting same with an organic phase which comprises a 
polyether extractant for said at least one alkaline earth 
cation, e.g., a crown ether, and whereby said at least 
one alkaline earth cation is selectively transferred into 
said organic phase. 

7 I 32 Claims, 3 Drawing Figures 
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LIQUID/LIQUID EXTRACTION/PURIFICATION 
OF IMPURE SOLUTIONS OF RARE EARTH 

VALUES 

BACKGROUND OF THE INVENTION 

1. Field of the Invention 
The present invention relates to the puri?cation of 

aqueous nitric solutions of rare earth values, said solu 
tions containing, inter alia, alkaline earth metal cations, 
and more especially relates to the puri?cation of such 
solutions by liquid/liquid extraction. 

' By the expression “rare earths” as utilized herein are 
intended the rare earth elements designated the lantha 
nides, having atomic numbers from 57 to 71, inclusive, 
as well as yttrium, having an atomic number of 39. 

2. Description of the Prior Art 
It is known to this art that the rare earth metals are 

typically found combined in different minerals, such as 
monazite, bastnaesite, xenotime, or various concentrates 
thereof; one means to separate the different rare earths 
from each other consists of carrying out successive 
liquid/liquid extractions beginning with aqueous solu 
tions of said rare earths. 

It is necessary that such starting aqueous salt solu 
tions be of suf?cient purity as to not adversely affect the 
course of the extraction operations. Similarly, the dif 
ferent rare earths separated cannot be used in certain 
applications if they contain more than a very small 
amount of impurities and of radioactivity. 
Among the metals accompanying the rare earths, in 

aqueous solutions of the salts thereof, there are found, in 
particular, thorium, uranium and various metals such as 
alkali metals, alkaline earth metals, iron, manganese, 
titanium, and the like. 
Among the alkaline earth metals, the presence of 

calcium, barium and radium, a product of the ?liation of 
thorium Th232 and uranium U238 is noted. 

Usually, in order to obtain high purity rare earth 
elements, they are separated from the other metals by 
extraction in an organic phase containing suitable ex 
traction agent. 

In view of the fact that the rare earths are present in 
preponderant amounts, it would be more convenient to 
eliminate the impurities consisting of the “other” metal 
lic elements. 

But even though it is known to preferentially extract, 
by liquid/liquid extraction, certain metallic impurities, 
in particular iron, the problem of separating the rare 
earths from the alkaline earth metals by extraction of 
the latter has not as yet been solved. 

SUMMARY OF THE INVENTION 

Accordingly, a major object of the present invention 
is the provision of an improved process for the puri?ca 
tion of aqueous solutions of salts of rare earths, said 
solutions containing at least one rare earth and at least 
one alkaline earth metal, and said improved process 
featuring liquid/liquid extraction between an aqueous 
phase containing the salts of said metals and an organic 
phase, characterized by the fact that an aqueous nitric 
phase containing one or several rare earths and one or 
several alkaline earth metals is contacted with an or 
ganic phase containing an extractant for alkaline earth 
metal cations and comprising at least one solvating 
agent of the polyether type. 
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BRIEF DESCRIPTION OF THE DRAWINGS 

FIG. 1 is a cross-sectional view of ion transport appa 
ratus suitable for carrying out the liquid/liquid extrac 
tion according to the invention; 
FIG. 2 is a cross-sectional view of another ion trans 

port cell suitable for carrying out the liquid/liquid ex 
traction according to the invention; and 
FIG. 3 is a flow diagram of one embodiment of li 

quid/liquid extraction according to the invention. 

DETAILED DESCRIPTION OF THE 
INVENTION 

More particularly according to the present invention, 
the rare earth cation is hereinafter designated simply as 
the “rare earth” and the alkaline earth metal cation 
M2+ as the “alkaline earth”. 
The extraction agent, or extractant, according to the 

invention is advantageously a macrocyclic compound 
of the polyether type, typically designated a crown 
ether. 

Said macrocyclic compound is characteristically a 
cyclic polyether having a basic cyclic structure contain 
ing from 6 to 60 carbon atoms and 3 to 20 oxygen atoms, 
with at least two oxygen atoms being attached to car 
bon atoms adjacent or not to an aromatic hydrocarbon 
ring and the other oxygen atoms being bonded to each 
other by means of hydrocarbon groups comprising at 
least two carbon atoms. 
The cyclic polyethers according to the invention 

have the general formula (I): 

—(-R—0)z'r (I) 

wherein a ranges from 3 to 20, the symbol R represents 
a —-CH2-—CH2— or —CH2—CH2—CH2— radical and 
at least one cyclic radical selected from among those of 
the formulae: 

R1 R2 

wherein R1 and R2, which may be identical or different, 
are each a hydrogen atom or one or more substituents, 
such as an alkyl radical having from 1 to 12 carbon 
atoms, a halogen atom, a nitro or hydroxy radical. 
Among the compounds of the formula (I), those cor 

responding to formula (I) wherein a is from 5 to 10, are 
preferred, with R being as above defined and R1 and R2 
representing a hydrogen atom and an alkyl radical hav 
ing from 1 to 9 carbon atoms. 
As speci?c examples of cyclic polyethers suitable for 

use according to the invention, those of the following 
groups are representative: 
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Group A: 15-C-5 to 18-C-5 

R] w one go Q“ "s H, QED 013m 
1/; \xx/ 

(in the formula (II), a represents a cyclohexyl, benzo, 15 (in the formula (IV), a represents a cyclohexyl, benZO, 

2,3-naphtho, or 2,3-decaly1 group, and R1 represents a 
hydrogen atom or an alkyl radical having 1 to 9 carbon 

atoms). atom or an alkyl radical having 1 to 9 carbon atoms). 
20 

m . 

° 30 1 

QQQ 35 LJ 

L27; 4“ @509] 
CIWOJQ ‘ 

Group B: 18-C-6 to 19-C-6 

w @m 
Rig 1 6O (0 o] O O 

0 O 

l\/ o \2 O \2 
(in the formula (III), a represents a cyclohexyl, benzo, 65. I u 

or 2,3-naphtho group, and R1 represents a hydrogen 
atom or an alkyl radical having 1 to 9 carbon atoms). 

0 

or 2,3-naphtho group, and R1 represents a hydrogen 

50 
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-continued 

I/\ O /\| 
O O 

O /\ 5 
O O 

O O 

o o y o 0 10 k/ 

G o \2 
15 

Group Cz2l-C-7 

@m“ i fomoi 

Group D: 24-C-8 

(VII) 

) xiii U 
30 . 

(in the formula (V), 0. represents a cyclohexyl, benzo or (m the formula (VII), (1 represents a cyclohexyl, benzo 
2,3-naphtho group, and R1 represents a hydrogen atom 01' 2,341aphth0 group) 
or an alkyl radical having 1 to 9 carbon atoms). 

rem 
(VI) 35 

f O o /\ 
O O 40 0 0 

@o 0y @I ID 
0 O 

45 
(in the formula (VI), a represents a cyclohexyl or benzo \/ O o \2 
group). 

50 

Group E: 30-C-10 

(VIII) 

(in the formula (VIII), :1 represents a cyclohexyl or 
benzo group). 
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Even more preferably, the following macrocyclic 
compounds are used in the process of the invention: 

(i) those corresponding to formula (III) wherein (.1 
represents a benzo group and R1 a nonyl radical, com 
monly designated as 4-nonylbenzo-18-C-6; 

(ii) those corresponding to formula (IV) wherein a 
represents a cyclohexyl or benzo group and R1 at hydro 
gen atom, respectively designated as dicyclohexyl-lS 
C-6 and dibenzo-l8-C-6; 

(iii) those corresponding to formula (V) wherein or 
represents a benzo group and R] a nonyl radical, desig 
nated as 4-nonylbenzo-2l-C-7; 

(iv) those corresponding to formula (VI) wherein a 
represents a cyclohexyl group and R1 a hydrogen atom, 
designated as dicyclohexyl-2l-C-7; 

(v) those corresponding to formula (V II) wherein a 
15 

represents a cyclohexyl group and R1 a hydrogen atom, 
designated as dicyclohexyl-24-C-8. 
The preparation of the different types of macrocyclic 

compounds, such as those mentioned above, has been 
described in numerous publications. Compare, for ex 
ample, the articles by Pederson, J.A.C.S., 89, 7017 
(1967) and .LA. C.S., 89, 2495 (1967) and J. J. Christensen 
et al., Chemical Reviews, 74, 350 (1974). 
The alkaline earth or earths extracted into the organic 

phase containing at least one solvating agent of the 
polyether type and an organic diluent may be recovered 
in the aqueous phase by means of a back- or re-extrac 
tion solution, thereby enabling the regeneration of the 

.. organic phase. The nature of the diluent and of the 
re-extraction solution will be speci?ed later. 
A preferred embodiment of the invention consists of 

carrying out the subject puri?cation by liquid/liquid 
extraction, utilizing a liquid membrane. 
More precisely, this preferred process for the puri? 

cation of aqueous solutions of salts of rare earths and 
. containing at least one rare earth and at least one alka 
line earth, comprises: 

(a) forming a liquid membrane with an organic phase 
containing at least one solvating agent of the polyether 

(b) contacting one face surface of said membrane 
with the aqueous nitric phase containing one or several 
rare earths and one or several alkaline earths (said phase 
being designated as the feed solution); and 

(c) contacting the other face surface of the membrane 
with a re-extraction solution. 

Preferably, a liquid membrane is used which is conve 
niently prepared by the impregnation of a porous mem 
brane with an organic phase typically containing, in 
addition to the extraction agent, an organic diluent. 
The criteria determining the selection of a porous 

membrane to be impregnated are the following: 
(1) The porous membrane must be formed of a mate 

rial that is chemically stable with respect to the aqueous 
phase containing the cations to be separated and the 
re-extraction solution. It must resist physically and 
chemically the organic phase forming the liquid mem 
brane. 

Conventional porous membranes, such as porous 
plastic membranes, porous metal or glass membranes, 
porous ceramic membranes or paper ?lter membranes 
may be used. 

In a preferred embodiment of the invention, inert 
polymer membranes are used, such as polypropylene, 
polytetra?uoroethylene (P.T.F.E.), polydi?uorovinyl 
dene (P.V.D.F.), polyethylene, polysulfone or poly 
phenylene oxide. 
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The three ?rst mentioned polymers are the initial 

materials of choice. 
(2) The membrane must be highly porous and have 

?ne and continuous pores. It is advantageous to use a 
membrane having a porosity of at least 10% and possi 
bly extending up to 95%. In view of the fact that a‘ 
compromise must be observed between the porosity, 
which should be the highest possible, and the mechani 
cal strength, which must be good, a porous membrane 
having a pore volume of from 20 to 60% is preferably 
selected; the pore volume is measured using a mercury 
porosimeter at 2000 bars (202.65X 106 Pa). 

(3) The porous membrane impregnated by the or 
ganic phase must have very fine pores in order to retain, 
by capillary action, the organic phase forming the liquid 
membrane. The average diameter of the pores prefera 
bly ranges from 0.01 to 5 pm. If the diameter of the 
pores is less than 0.01 pm, the complex ‘formed has 
difficulty in circulating because the pores are too small. 
In the case of a pore diameter in excess of 5 pm, the 
organic phase is difficult to retain. Preferentially, a pore 
diameter of from 0.02 to 0.05 pm is selected. 

(4) The membrane must consist of a material that is 
readily wetted by the organic phase and difficult to wet 
by the aqueous phases consisting of the feed solution 
and the re-extraction solution. In other words, the mate 
rial must be hydrophobic and have a high surface ten 
sion to water, such that the water will not replace the 
organic phase impregnating the membrane. 

(5) The membrane must be thin in order to favor the 
kinetics of the reaction. However, there is a lower limit 
to the thickness in view of the fact that an excessively 
thin membrane lacks mechanical strength and reduces 
the retention of the organic phase. Preferably, a mem 
brane having a thickness of from 50 to 700 pm and even 
more preferably from 50 to 500 pm, is used. 
The porous membrane is impregnated with the or 

ganic phase containing the extraction agent and an or 
ganic diluent. 
The organic diluent is not miscible with the feed 

solution, or is only slightly soluble therein,but it must 
be able to dissolve the complex formed between the 
extractant and the M2+ alkaline earth cations: magne 
sium, calcium, strontium, barium, radium. 
Examples of the organic diluent suitable for use ac 

cording to the invention are: aromatic hydrocarbons, 
such as, for example, benzene, toluene, ethylbenzene, 
xylene and petroleum cuts of the Solvesso type (trade 
mark of the EXXON Co.), in particular Solvesso 100 
which essentially consists of a mixture of methylethyl 
and trimethylbenzene and Solvesso 150 which com 
prises a mixture of alkylbenzenes, in particular dime 
thylethylbenzene and tetramethylbenzene; halogenated 
hydrocarbons, such as chloroform, methylene chloride, 
1,2-dichloroethane, l,l~dichloroethane, carbon tetra 
chloride, l, 1,2,2-tetrachloroethane, l, l , 1,2-tetra 
chloroethane, chlorobenzene, 2-chlorotoluene, 3 
chlorotoluene, 4-chlorotoluene, l-chloroethylbenzene, 
l~chloro-2,4‘dimethylbenzene, 1-chloro-3,5-dimethyl 
‘benzene, 2-chloro-l,4»dimethylbenzene, 4-chloro-l,2 
dimethylbenzene, 2-chloro-1,3,5-trimethylbenzene, 1,2 
dichlorobenzene, 1,3-dich1orobenzene, l,3-dichloroben 
zene, 1,4-dichlorobenzene, l,2-bis(chloromethyl)-ben 
zene, l,3-bis(chloromethyl)-benzene, l,4-bis(chlorome 
thyD-benzene, l-chloro-Z-?uorobenzene, l-chloro-4 
fluorobenzene, l-chloro-2-nitrobenzene, l-chloro-3 
nitrobenzene, l-chloro-4-nitrobenzene, l-bromo~2 
chlorobenzene, l-bromo-3-chlorobenzene, l-bromo-4 
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chlorobenzene, 1-bromo-2,3-dichlorobenzene, 1 
bromo-3,S-dichlorobenzene, 2-bromo-l,3-dichloroben 
zene, 2-bromo-1,4-dichlorobenzene, 4-bromo-l,2 
dichlorobenzene, l-chloro-2,3-dihydroxybenzene, l 
chloro-2,4-dihydroxybenzene, l-chloro-3,5-dihydroxy 
benzene, 2-chloro-1,3-dihydroxybenzene, 2-chloro-l,4 
dihydroxybenzene, 4-chloro-1,2-dihydroxybenzene, 
l-chloro-2,3-dimethyl-4-hydroxybenzene and isomers, 
1,2-dichloro-4,5-dihydroxybenzene, l,3-dichloro-2,5 
dihydroxybenzene, l,4-dichloro-2,S-dihydroxybenzene, 
l,S-dichloro-Z,3-dihydroxybenzene, l,5-dichloro-2,4 
dihydroxybenzene, 2,3-dichloro-1,4-dihydroxybenzene, 
l-bromo-4-tert-butylbenzene. It is also possible to use 
heavy alcohols having 4 to 12 carbon atoms, butanol to 
dodecanol, or other aromatic solvents, such as the nitro 
benzenes or phenols and diphenols, such as, for exam 
ple, phenols, cresols, trimethylphenols, hydroquinone, 
pyrocatechol, resorcinol, or the nitrophenols. 
A mixture of diluents may also be employed. 
The concentration of the extractant in the organic 

diluent is not 'a critical factor according to the inven 
tion. Obviously, the highest possible concentrations are 
sought. In the case of the use of a crown ether, it ranges 
from about 10-3 mole/liter to 2 moles/liter. 
The porous membrane impregnated with the organic 

phase described above is contacted, on the one side, 
with the feed solution containing the cations to be sepa 
rated and, on the other, with the back- or re-extraction 
solution. 
The feed solution may consist of an aqueous solution 

originating from the redissolution, with nitric acid, of 
hydroxides obtained in the sodium hydroxide digestion 
of minerals containing rare earths, such as monazite, 
bastnaesite and xenotime. It is also possible to use any 
other solution of rare earths, after exchanging the anion 
present into the nitrate anion. 
The process of the invention may be applied to the 

solutions as such, or after a preliminary concentration 
thereof. 

Generally, the liquid/liquid extraction is carried out 
on aqueous nitric solutions containing rare earths and 

" having a concentration, expressed as the oxides of the 
rare earths, ranging from 20 g/l to 500 g/l. It is prefera 
ble to carry out the operation using the most highly 
concentrated solutions possible: a concentration rang 
ing from 100 g/] to 500 g/] is preferably selected. They 
display an acidity which is not critical and generally 
varies from 0.01 to 3.0 N. 
The re-extraction solution is not miscible with the 

organic phase, or is only slightly soluble therein. Gener 
ally, water or an aqueous solution of a complexing agent 
forming a soluble or insoluble complex with alkaline 
earth cations is used. 

It is possible to employ inorganic complexing agents, 
such as sodium or potassium orthophosphates, or pyro 
phosphates, or sodium sulfate, or organic complexing 
agents, more particularly aminopolyacetic acids (or 
their salts), such as, for example: 
(i) N-hydroxyethylethylenediaminetriacetic 

(H.E.D.T.A.), 
(ii) ethylenediaminetetraacetic acid (E.D.T.A.) 
(iii) diaminocyclohexanetetraacetic acid (D.C.T.A.), 
(iv) diethylenetriaminopentaacetic acid (D.T.P.A.), 
(v) triethylenetetraminohexaacetic acid (T.T.I-I.A.). 
The concentration of the complexing agent in the 

re-extraction solution may vary, without disadvantage, 
from 10-3 to l mole/liter and preferably ranges from 
10"‘2 and lO-l mole/liter. 
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The principle of extraction utilizing a crown ether 

according to a preferred embodiment of the invention 
will now be set forth briefly below. 
The feed solution is placed in contact with the or 

ganic phase de?ning the liquid membrane. 
Reaction (1) takes place at the interface: 

The complex formed between the alkaline earth cat 
ion and the crown ether E diffuses through the liquid 
membrane and reached the other interface where it is 
contacted with the re-extraction solution. 
The metallic cation M2+ is extracted into the re 

extraction solution: the Reaction (1) is displaced in the 
direction 2. 
The crown ether retrodiffuses to the ?rst interface of 

the liquid membrane. 
The cation M” is extracted into the re-extraction 

solution. If a complexing agent is added to said solution, 
Reaction (1) is displaced in the direction 2, which facili 
tates the re-extraction of the M2+ ion. 

In a practical manner, the transfer of the alkaline 
earth cations through the membrane is effected at tem 
peratures ranging from 10° to 80° C. It is preferred to 
operate at a room temperature on the order of 15° to 25° 
C. 
The How rate of the aqueous phase depends upon 

numerous factors, which are: 
(a) the concentration of the alkaline earth cations in 

the feed solution, 
(b) the degree of purity desired, 
(c) the surface of the porous membrane provided. 
It is also related to the geometry of the apparatus and 

must be determined individually in each case. 
The process of the invention is carried out in known 

apparatus. 
It is possible to use cells having flat membranes, or 

modules provided with hollow ?bers. For further de 
tails, reference is made to the literature and in particular 
to the French patent application published under No. 
2,451,764, or to US. Pat. No. 4,051,230. It is mentioned 
that it is preferable to use hollow ?bers as the membrane 
structure, in view of their surface/volume ratio, which 
is much more favorable than in the case of a flat mem 
brane, or one in the form of a rod. Hollow ?bers having, 
for example, an internal diameter of from 0.125 to 2.5 
mm and a thickness on the order of 50 to 500 um, are 
suitable. 

It should be appreciated that the process of the inven 
tion is well adopted for the elimination of calcium, bar 
ium and radium Ra228 and Ra226 contained in aqueous 
solutions resulting from the nitric redissolution of rare 
earth hydroxides, obtained via the sodium hydroxide of 
minerals comprised thereof. 

In order to further illustrate the present invention and 
the advantages thereof, the following speci?c examples 
are given, it being understood that same are intended 
only as illustrative and in nowise limitative. 

EXAMPLES 1 TO 4 

Puri?cation of an aqueous solution of lanthanum nitrate 
containing different alkaline earths: 
The extraction of the alkaline earth ions was carried 

out using a thick liquid membrane. 
The ion transport cell shown in FIG. 1 was used. 
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The cell consisted of a cylindrical chamber 1 having 

an internal diameter of 8 cm and provided with double 
walls, in the interspace between which water was circu 
lated at 25° C. and entered through the line 2 and exited 
via the line 3. 
A cylindrical glass bell 4 having a diameter of 5 cm 

was inserted into the chamber 1. The bell was provided 
at its upper end region with an ori?ce 5 which enabled 
the introduction of the aqueous feed phase. 
A synchronous motor 6 rotated the cylindrical bell at 

a constant velocity of 200 rpm. 
A stationary mixer 7 was placed at the bottom of the 

cell. 
Into the cylindrical chamber 1, 150 cm3 of an organic 

phase Y were introduced; it contained as the solvating 
agent a crown ether, dicyclohexyl-18-C-6 (DC-18-C-6), 
the concentration of which is reported for each example 
in Table I, and a diluent which was chloroform. 
40 cm3 of an aqueous nitric feed phase X, the compo 

sition of which is also reported in Table I, were intro 
duced through the orifice 5 and simultaneously, on the 
outside of the bell 4, 100 cm3 of a re-extraction solution 
Z were introduced, said solution Z consisting of dion 
ized water. 
The organic phase Y was located between the aque 

ous feed phase X and the re-extraction solution Z, and 
thereby formed the liquid membrane. 
The synchronous motor 6 was actuated and the rota 

tion of the glass bell 4 initiated. The bell homogenized 
‘- the phases by its rotation, while maintaining the inter 
“ face ?at. 

The aqueous feed phase X/liquid membrane Y inter 
face had a surface area of 15.9 cm2 and the liquid mem 
brane Y/re-extraction solution Z a surface area of 30.7 
cmz. 
A temperature of 25° C. was maintained throughout 

the extraction. 
After 7 hours, the quantity of the alkaline earth and 

rare earth cations transferred from the feed phase Z to 
the re-extraction phase Z was determined. The alkaline 
earths were determined by atomic absorption flame 
spectrophotometry and that of the rare earths by X ray 
?uorescence. 
The results obtained are reported in Table I. 

TABLE I 
% % 

Aqueous M2+ La3+ 
Aqueous re-ex- trans- trans 
feed Liquid traction ferred ferred 
phase membrane solution in 7 in 7 

Example X Y Z hours hours 

1 Ca(N03)2 DC-18-C-6 water 68 less 
0.02 M 0.01 M than 
La(N03)3 CH C13 0.1 
0.33 M ' 

2 Sr(N03)2 DC¢18~C~6 water 73 less 
0.02 M 0.001 M than 
La(NO3)z CHC13 O. l 
0.17 M 

3 Sr(N03)2 DC-lB-C-é water 93 less 
0.02 M 0.001 M than 
La(NO3)3 CHC13 0.1 
0.33 M 

4 Ba(NO3)2 DC-18-C 6 water 82 less 
0.02 M 0.001 M ' than 

La(NO3)3 CHC13 0.1 
0.33 M 
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EXAMPLES 5 TO 10 

Puri?cation of an aqueous solution of samarium nitrate 
containing strontium: 
The extraction of strontium was carried out using a 

flat liquid membrane obtained by the impregnation of a 
porous support. 
The transfer cell shown in FIG. 2 was used; it con 

sisted of two compartments 8 and 9 of polyvinylchlo 
ride. The compartments de?ne two parallelepipedic 
cavities 10 and 11 (92 mm><75 mmX 10 mm), with a 
porous membrane 12 impregnated with the organic 
phase prior to its introduction, extending between them. 
The surface area of the membrane was 69‘cm2. Two 
gaskets 13 and 14, placed onto the periphery of the 
membrane, assured the tightness of the assembly. 
An ori?ce was provided both on the top and at the 

bottom of each compartment and permitted the circula 
tion of the aqueous phases. 
The aqueous feed phase X which entered the cavity 

10 through the line 16 and exited therefrom through the 
line 15, circulated in a closed loop, by means of a pump, 
at a rate of 20 liters/hr. It contained samarium nitrate 
and strontium nitrate in the concentrations reported in 
Table II. 150 cm3 of the aqueous phase X were used in 
the different experiments. 
The liquid membrane Y was obtained by impregna 

tion of a porous membrane. 
The porous membranes used were those membranes 

marketed under the trademark Goretex by the W. L. 
Gore Co. and under the trademark Celgard by the Cel 
anese Co. 
The following membranes were usedi 
(a) Goretex L 104 16: this was a porous membrane of 

P.T.F.E. on a nonwoven propylene support, having an 
average pore diameter of 0.5 pm and a pore volume of 
84%; 

(b) Goretex L 111 17: this was a porous membrane 
having the above chemical composition, but having an 
average pore diameter of 0.02 pm and a pore volume of 
50%; 

(c) Celgard 2 500: a porous polypropylene membrane 
having a pore diameter of 0.02 pm and a pore volume of ' 

38%; 
(d) Celgard 4 510: a reinforced polypropylene porous 

membrane having a pore diameter of 0.02 pm and a 
pore volume of 38%; v 
The porous membrane used was impregnated with an 

organic phase containing a crown ether, dicyclohexyl 
l8-C-6 (DC-18-C-6) or 4-nonylbenzo-l8-C-6 (N-4 B-l8 
C-6), and a diluent, the nature of which is reported in 
Table II. 
The concentration in the crown ether of the organic 

phase is also reported in Table II. 
The re-extraction solution Z, which entered through 

the line 18 into the cavity 11 and exited therefrom 
through the line 17, also circulated in a closed loop‘ at a 
rate of 20 liters/hr. 150 cm3 of the re-extraction solution 
were used; it consisted either of deionized water, or 
water containing E.D.T.A. as a complexing agent. 
The velocity of the transfer of the Sr“ cations per 

unit surface, expressed in M><cm-2 srl, was deter 
mined by performing successive analyses of the re 
extraction solution for a period of 8 hours. 
The results obtained are reported in Table II. 
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TABLE II 

Aqueous Proportion 
Aqueous Microporous Liquid re-extraction ZLSJZL 

Example feed phase support membrane solution Flow of % Sm3+ 
No. X 12 Y Z Sr2+ transferred in 8 hr 

5 Sr(NO3)2 1 M Goretex L 104 16 DC-l8-C-6 0.1 M H2O 4.5.10-9 
Sm(NO3)3 1 M C2HzCl4 

6 Sr(NO3)2 l M Goretex L ill 17 DC-l8-C-6 0.1 M H20 1710-9 47.5 
Sm(NO3)3 l M C2H2Cl4 

7 Sr(NO3)2 0.004 M 2 supports DC-l8-C-6 0.1 M H2O 04410-9 184 
51110103); 0.33 M Goretex L 111 17 C2H2Cl4 

8 Sr(NO3)2 l M Celgard 2 500 N4 B-l8-C-6 0.1 M H2O 0.06.l0_9 >15 
Sm(NO3)3 l M Solvesso 150 

9 510103); 1 M Celgard 4 510 N4 B~18-C-6 0.1 M EDTA (0.1 M) 0.18.10"9 >30 
Sm(NO3)3 l M Solvesso 150 Na OH (0.1 M) 

The a ueous nitric feed hase was the same as in EXAMPLE 10 q p 

Puri?cation of an aqueous nitric solution of rare earths 
containing radium: 20 
The puri?cation process was carried out in a hollow 

?ber module of the type shown in the ?rst ?gure of the 
French patent application published under No. 
2,451,764. 
The module comprised 3,000 microporous polytetra- 25 

?uoroethylene ?bers having an average internal diame 
‘ter of 0.75 mm to 1 mm and a length of 150 cm. The 
?bers had pores having an average internal diameter of 
0.01 pm and a pore volume of 50%. 
The aqueous nitric feed phase was a solution having a 30 

concentration, expressed in rare earth oxides, of 500 g/l, 
with the oxides distributed as follows: 
LagO; = 23 % 
CeO2=46.5% 
Pr6011=5.1% 35 
Ndzog = 18.4% 
Sm2O3 = 2.3% 
EuzO3 =0.07% 
Gd203 = 1.7% 
Y203+2% 40 
other rare earths=0.93% 
The said aqueous phase also contained l.6>(l0‘"8 

g/liter of radius Ra228 and 3.5 X 10-7 g/liter of radium 
Ram. 
The liquid membrane was prepared by the impregna- 45 

tion of the hollow ?bers with an organic phase consist 
ing of a crown ether, dicyclohexyl-2l-C-7, in solution in 
tetrachloroethane, in a concentration of 0.1 M. 
The re-extraction solution was deionized water. 
In the module containing the impregnated ?bers, 50 50 

liters of the aqueous nitric phase were circulated in a 
closed loop at a rate of 1500 cm/min outside said ?bers 
and simultaneously 50 liters of water inside the ?bers at 
the same rate. 

After 5 hours, the radium Ra228 concentration of the 55 
rare earths was only 1.6X 10-10 g/liter and that of ra 
dium Ra226 only 3.5 X10"9 g/liter. 

EXAMPLE ll 

Continuousypuri?cation of a nitric solution of rare 60 
earths containing radium: 

This example was carried out according to the flow 
diagram shown in FIG. 3. 
The apparatus comprised a series of 77 modules of the 

type used in Example 10. 65 
The hollow ?bers were impregnated with an organic 

phase consisting of a dicyclohexyl-2l-C-7 crown ether 
at a concentration of 0.1 M, in tetrachloroethane. 

Example 10. 
The re-extraction solution was deionized water. 
At the inlet of the ?rst module, the aqueous nitric 

phase was introduced through the line 19 at a rate of 500 
l/hr. 

Simultaneously, deionized water was introduced 
through the line 22 at a rate of 200 l/hr. 
At the outlet of the last module, through the line 21, 

the aqueous nitric phase of rare earths was collected; it 
contained only 1.6X 10-11 g/l of radium Ra228 and 
3.5 X 10-10 g/l of radium Ra226 and through the line 20, 
the re-extraction solution containing 4X20--8 g/l of 
radium Ra228 and 8.7X 10-7 g/l of radium Ra226 was 
recovered. 
While the invention has been described in terms of 

various preferred embodiments, the skilled artisan will 
appreciate that various modi?cations, substitutions, 
omissions, and changes may be made without departing 
from the spirit thereof. Accordingly, it is intended that 
the scope of the present invention be limited solely by 
the scope of the following claims, including equivalents 
thereof. 
What is claimed is: 
1. A process for the puri?cation of an aqueous nitric 

solution of salts of at least one rare earth, said solution 
containing contaminating amounts of at least one alka 
line earth cation, comprising liquid/liquid extracting 
such aqueous nitric solution with an organic phase 
which comprises a polyether extractant for said at least 
one alkaline earth cation, and whereby said at least one 
alkaline earth cation is selectively transferred into said 
organic phase. 

2. The process as de?ned by claim 1, said organic 
phase comprising an organic diluent and a macrocyclic 
polyether extractant. 

3. The process as de?ned by claim 2, said organic 
diluent comprising an aromatic hydrocarbon or other 
aromatic solvent, a halogenated hydrocarbon, a heavy 
alcohol, or mixture thereof. 

4. The process as de?ned by claim 3, said organic 
diluent comprising a halogenated hydrocarbon. 

5. The process as de?ned by claim 3, said organic 
diluent comprising chloroform or a tetrachloroethane. 

6. The process as de?ned by claim 2, said macrocyclic 
polyether extractant comprising a crown ether. 

7. The process as de?ned by claim 6, the concentra 
tion of said crown ether in said organic diluent ranging 
from 10'-3 mole/liter to 2 moles/liter. 

8. The process as de?ned by claim 1, said polyether 
extractant comprising a cyclic polyether having from 6 
to 60 carbon atoms and 3 to 20 oxygen atoms, at least 
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two of the oxygen atoms of which may be bonded to 
carbon atoms adjacent an aromatic hydrocarbon ring 
and the other oxygen atoms of which are linked 
through hydrocarbon radicals containing at least two 
carbon atoms. 

9. The process as de?ned by claim 8, said cyclic poly 
ether having the general formula: 

-(-R—0)r (I) 

wherein a ranges from 3 to 20, R is —CH2—-CH2—, 
—CH2—CH2--CH2—0r one of the cyclic radicals of 
the formulae: 

R1 

R1 R2 

wherein R1 and R2, which may be identical or different, 
are each hydrogen, or at least one alkyl radical having 
from 1 to 12 carbon atoms, or at least one halo, nitro or 
hydroxy group, and further wherein at least one R 
moiety is a said cyclic radical. 

10. .The process as de?ned by*claim 9, wherein said 
cyclic polyether a ranges from 5 to 10, and R1 and R2 
are either hydrogen or an alkyl radical having from 1 to 
9 carbon atoms. 

11. The process as de?ned by claim 1, said polyether 
extractant comprising 4-nonylbenzo-l8-C-6, dicy 
clohexyl-18-C-6, dibenzo-l8-C-6, 4-nonylbenzo-2l-C-7, 
dicyclohexyl-2l-C-7 or dicyclohexyl-24~C-8. 

12. The process as de?ned by claim 1, said aqueous 
nitric solution having a concentration or rare earth 
values, expressed as the oxides thereof, ranging from 20 
g/l to 500 g/l. 

13. The process as de?ned by claim 12, said aqueous 
nitric solution having an acidity ranging from 0.01 N to 
3.0 N. 

14. The process as de?ned by claim 1, further com 
prising re-extracting said organic phase with water, or 
an aqueous solution of a complexing agent for said at 
least one alkaline earth cation. 

15. The process as de?ned by claim 14, further com 
prising re-extracting with an aqueous solution of a com 
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plexing agent which comprises sodium or potassium 
orthophosphate or pyrophosphate, sodium sulfate, or an 
aminopolyacetic acid or salt thereof. 

16. The process as de?ned by claim 15, said complex 
ing agent comprising ethylenediaminetetraacetic acid 
or salt thereof. 

17. The process as de?ned by claim 15, the concentra 
tion of said complexing agent in said aqueous solution 
ranging from 10-3 to 1 mole/liter. 

18. The process as de?ned by claim 14, comprising ‘ 
re-extracting said organic phase with deionized water. 

19. The process as de?ned by claim 14, said liquid/ 
liquid extraction being carried out at the interface of a 
liquid membrane comprised of said organic phase, and 
including contacting of one face surface of said liquid 
membrane with said aqueous nitric solution and the 
other face surface thereof with said aqueous re-extrac 
tion phase. 

20. The process as de?ned by claim 19, said liquid 
membrane comprising a porous membrane support im 
pregnated with said organic phase. 

21. The process as de?ned by claim 20, said porous 
membrane having a thickness of from 50 to 700 um. 

22. The process as de?ned by claim 21, said porous 
membrane having a thickness of from 50 to 500 um. 

23. The process as de?ned by claim 20, said porous 
membrane comprising hollow ?bers. 

24. The process as de?ned by claim 20, said porous ' 
membrane comprising polypropylene, polytetrafluoro 
ethylene, polydifluorovinylidene, polyethylene, poly 
sulfone or polyphenylene oxide. 

25. The process as de?ned by claim 20, said porous 
membrane having a pore volume of from 10 to 95%. 

26. The process as de?ned by claim 25, said porous 
membrane having a pore volume of from 20 to 60%. 

27. The process as de?ned by claim 25, the pores of 
said porous membranes having an average diameter 
ranging from 0.01 to 5 pm. 

28. The process as de?ned by claim 27, said average 
diameter ranging from 0.02 to 0.5 pm. 

29. The process as de?ned by claim 1, carried out at 
a temperature ranging from 10° to 80° C. 

30. The process as de?ned by claim 1, carried out at 
room temperature. 

31. The process as de?ned by claim 19, comprising 
simultaneously contacting said respective face surfaces 
of said liquid membrane with said aqueous nitric solu 
tion and said aqueous re-extraction phase. 

32. The process as de?ned by claim 1, said at least one 
alkaline earth cation comprising calcium, barium, ra 
dium or mixture thereof. 
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